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General and computational comments.
Melting points were determined on a hot-plate melting point apparatus and are uncorrected. 1 H-and 13 C-NMR spectra were recorded at 400, and 100 MHz, respectively. Chemical shifts refer to signals of tetramethylsilane in the case of 1 H and 13 C spectra. UV-vis spectra were carried out in a UV-vis-NIR spectrophotometer using a dissolution cell of 10 mm path. The samples were solved in CH 3 CN (c = 1x10
-5 M) and the spectra were recorded with the spectra background corrected before and after of the sequential additions of aliquots of 0.1 equiv of cations/anions in CH 3 CN (c = 1x 10 -3 M).
Fluorescence spectra were carried out in a fluorescence spectrophotometer using a fluorescence cell 10 mm (c = 2x10
-6 M in CH 3 CN), as it is stated in the corresponding figure captions. Before recording the spectra, the samples were deoxygenated, to remove fluorescence quenching via oxygen, by bubbling nitrogen for at least 10 min. All the spectra were recorded before and after the sequential additions of aliquots of 0.1 equiv of a solution of cations in CH 3 CN (c = 10 -3 M). Quantum yield values were measured with respect to anthracene as standard (Φ = 0.27±0.01) 1 CV and OSWV techniques were performed with a conventional three-electrode configuration consisting of platinum working and auxiliary electrodes and a Ag/AgCl reference electrode. The experiments were carried out with a 1x10 -3 M and 5x10 -4 M solution of sample in CH 3 CN containing 0.1 M (n-C 4 H 9 ) 4 PF 6 (TBAPF 6 ) as supporting electrolyte. All the potential values reported are relative to the decamethylferrocene (DMFc) couple at room temperature. Deoxygenation of the solutions was achieved by bubbling nitrogen for at least 10 min and the working electrode was cleaned after each run. The cyclic voltammograms were recorded with a scan rate increasing from 0.05 to 1.00 Vs -1 , while the OSWV were recorded at a scan rate of 100 mVs -1 with a pulse hight of 10 mV and a step time of 50 ms. Typically, receptor (1x10 -3 M or 5x10 -4 M) was dissolved in CH 3 CN (5 mL) and TBAPF 6 (base electrolyte) (0.190 g or 0.095g) added. The guest under investigation was then added as a 2.5x10 -2 M solution in CH 3 CN using a microsyringe whilst the cyclic voltammetric properties of the solution were monitored. DMFc was used as an external reference both for potential calibration and for reversibility criteria.
, using the equation Φ x /Φ s = (S x /S s ) [(1-10 -As )/(1-10 -Ax )] 2 (n s 2 /n x 2 ) where x and s indicate the unknown and standard solution, respectively, Φ is the quantum yield, S is the area under the emission curve A is the absorbance at the excitation wavelength and n is the index of refraction. and calculated with the natural bond orbital (NBO) method as the sum of squares of the off-diagonal density matrix elements between atoms. Electron densities at bond critical points (BCP) that were computed with the AIM2000 program 11 and the wavefunctions generated at the B3LYP/def2-TZVP level with the Gaussian09 software package.
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